Page 1 of 8 



Semiconductor device and method for manufacturing the same 



Patent Number: 



US2002195683 



Publication 
date: 

lnventor(s): 



2002-12-26 



LEE JONG-HO (KR); LEE JOO-WON (KR); LEE SANG-IN (KR); CHANG YOON-HEE (KR); CHOI 
SUNG-JE (KR); KIM YEONG-KWAN (KR); LEE SEUNG-HWAN (KR); LIM JAE-SOON (KR); PARK 
HEUNG-SOO (KR); PARK YOUNG-WOOK (KR) 



Applicant(s): 



Requested 
Patent: 



JP2001111000 



Application 
Number: 



US20000535949 20000327 



Priority Number 

(s): 

IPC 

Classification: 



US20000535949 20000327; KR1 9990033520 19990814 



H01L29/00 



EC 

Classification: 
Equivalents: 



CN1284747, DE10022425 . GB2353404 , KR2001017820. TW436907 



H01L21/02B3C; H01L21/28E2C2; H01L29/51B 



Abstract 



A semiconductor device includes a first electrode formed of a silicon-family material, a dielectric layer formed by 
sequentially supplying reactants on the first electrode, and a second electrode having a work function larger than that of 
the first electrode, with the second electrode being formed on the dielectric layer. The first electrode and the second 
electrode can be a lower electrode and an upper electrode, respectively, in a capacitor structure. Also, the first electrode 
and the second electrode can be a silicon substrate and a gate electrode, respectively, in a transistor structure. A 
stabilizing layer, which is, for example, a silicon oxide layer, a silicon nitride layer, or a composite layer of the silicon 
oxide layer and the silicon nitride layer, for facilitating the formation of the dielectric layer by hydrophilizing the surface of 
the first electrode, may be formed on the first electrode. The dielectric layer can be formed by an atomic layer deposition 
method. Accordingly, in the semiconductor device, it is possible to improve the insulating characteristic of the dielectric 
layer and to increase a capacitance value in the capacitor structure 



CROSS-REFERENCE TO RELATED APPLICATIONS 

[0001] This application is based upon and claims priority from Korean Patent Application No. 99-33520 filed Aug. 14, 
1999, the contents of which are incorporated herein by reference. 

BACKGROUND OF THE INVENTION 
[0002] 1. Field of the Invention 

[0003] The present invention relates to a semiconductor device and a method for manufacturing the same. More 
particularly, the present invention relates to a semiconductor device in which it is possible to improve the insulating 
characteristics of a high dielectric layer (a dielectric layer with a large dielectric constant) when a semiconductor 
material is used as a lower electrode. The invention also relates to a method for manufacturing the same. 
[0004] 2. Description of the Related Art 

[0005] Normally, semiconductor devices have a structure in which a dielectric layer is formed between a lower 
electrode and an upper electrode. For example, a transistor structure in which a dielectric layer (a gate insulating layer) 
and a gate electrode are sequentially formed on a silicon substrate, which operates as the lower electrode. A capacitor 
structure having the dielectric layer and an upper electrode are sequentially formed on the lower electrode. 
[0006] The insulating characteristic of the dielectric layer which exists between the upper electrode and the lower 
electrode is very important. For example, the breakdown voltage characteristic of a transistor is influenced by the 
insulating characteristic of the dielectric layer in the transistor structure. Capacitance values vary according to the 
insulating characteristic of the dielectric layer in the capacitor structure. 

[0007] In particular, the capacitance value becomes large when the surface area and the dielectric constant of the 
dielectric layer in the capacitor structure are large. Thus, a polysilicon layer by which a three-dimensional structure is 
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easily realized is used as the lower electrode. Also, a tantalum oxide layer (Ta205) or a BST (BaSrTi03) layer having 
a high dielectric constant is used as the high dielectric layer. However, when the high dielectric layer, such as the 
tantalum oxide layer (Ta205) or the BST (BaSrTi03) layer, is used as the dielectric layer, processes become 
complicated since subsequent processes are needed in order to obtain a stable capacitor. In the case of the Ta205 or 
the BST layer being used as the dielectric layer, the material of the upper and lower electrodes must be changed. 
Therefore, in the capacitor structure, it is necessary to improve the insulating characteristic of the high dielectric layer 
when a polysilicon layer is used as the lower electrode. 

SUMMARY OF THE INVENTION 

[0008] Thus, to overcome the problems noted above with the prior art, the present invention provides a semiconductor 
device wherein it is possible to improve the insulating characteristic of a high dielectric layer when a silicon-family 
material is used as a lower electrode. 

[0009] Another feature of the present invention is to provide a method suitable for manufacturing the semiconductor 
device. 

[0010] Accordingly, to achieve the features noted above, a semiconductor device is provided, which includes a first 
electrode formed of a silicon-family material, a dielectric layer formed on the first electrode by sequentially supplying 
reactants, and a second electrode having a work function larger than that of the first electrode formed of the silicon- 
family material. The second electrode is formed on the dielectric layer. 

[001 1] In addition, the present invention provides a method for manufacturing a semiconductor device, with the method 
including the steps of forming a first electrode formed of a silicon-family material on a semiconductor substrate, forming 
a dielectric layer on the first electrode by sequentially supplying reactants, and forming a second electrode having a 
work function larger than that of the first electrode formed of the silicon-family material, with the second electrode being 
formed on the dielectric layer. 

[0012] The first electrode and the second electrode can be respectively used as a lower electrode and an upper 
electrode in a capacitor structure. Also, the first electrode and the second electrode can be respectively used as a 
silicon substrate and a gate electrode in a transistor structure. 

[0013] The second electrode can be formed of a metal layer, a refractory metal layer, an aluminum layer, a conductive 
oxide layer, a combination of the above, or a double layer in which a material layer having a work function larger than 
that of the silicon-family material and a polysilicon layer doped with impurities are sequentially formed. 
[0014] A stabilizing layer, such as a silicon oxide layer, a silicon nitride layer, or a composite layer of the silicon oxide 
layer and the silicon nitride layer, for facilitating the formation of the dielectric layer by hydrophilizing the surface of the 
first electrode can also be formed on the first electrode. The dielectric layer can be formed by an atomic layer 
deposition method. 

[0015] According to the present invention, the silicon-family material is used as the lower electrode. The dielectric layer 
is formed by an atomic layer deposition method, and the upper electrode is formed of a material layer having a work 
function larger than that of the lower electrode. Accordingly, it is possible to improve the insulating characteristic of the 
dielectric layer and to increase the capacitance value in the capacitor structure. 



BRIEF DESCRIPTION OF THE DRAWINGS 

[0016] These and other features, characteristics, and advantages of the present invention will become more apparent 
by describing in detail preferred embodiments thereof with reference to the attached drawings. In the drawings: 
[0017] FIG. 1 is a cross-sectional view showing a semiconductor device according to a first embodiment of the present 
invention; 

[0018] FIG. 2 shows a cross-sectional view of a semiconductor device according to a second embodiment of the 
present invention; 

[0019] FIGS. 3A-3C and 4A-4C schematically show the barrier heights and equivalent circuits of a conventional 
capacitor and the capacitor according to the first embodiment, respectively; 

[0020] FIG. 5 is a graph showing leakage current densities according to a voltage, of a conventional capacitor (SIS) 
and a MIS capacitor of the present invention; 

[0021] FIG. 6 is a graph showing barrier heights of the conventional SIS capacitor and the MIS capacitor according to 
the present invention; 

[0022] FIGS. 7 and 8 are graphs showing the leakage current densities as a function of voltage of the MIS capacitor of 
the present invention and the conventional SIS capacitor, respectively; 

[0023] FIG. 9 is a graph showing processes of supplying and purging the respective reactants while the dielectric layer 
of the capacitor shown in FIG. 1 is formed by an atomic layer deposition method; 

[0024] FIG. 10 is a graph showing the uniform thickness of the dielectric layer formed by the atomic layer deposition 
method of the present invention; 

[0025] FIGS. 1 1 A and 1 1 B show the x-ray photoelectron spectroscopy (XPS) peak value of the dielectric layer formed 
by the atomic layer deposition method according to the present invention; 

[0026] FIGS. 12 and 13 are cross-sectional views illustrating a method for manufacturing the capacitor of the 
semiconductor device shown in FIG. 1 ; and 

[0027] FIG. 14 is a graph showing the thicknesses of an aluminum oxide layer versus number of cycles in cases where 
a stabilizing layer is represented by the line (a), and is not formed on the surface of the lower electrode in the MIS 
capacitor of the present invention. 
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DESCRIPTION OF THE ILLUSTRATIVE EMBODIMENTS 

[0028] Illustrative embodiments of the present invention will now be described with reference to the accompanying 
FIGURES. 

[0029] FIG. 1 is a cross-sectional view showing a semiconductor device according to a first embodiment of the present 
invention. More specifically, the semiconductor device according to the present invention has a capacitor structure. 
Namely, the semiconductor device of the present invention includes lower electrode 33 of a capacitor, dielectric layer 
37, and upper electrode 39 of the capacitor used as a second electrode. All elements, lower electrode 33, dielectric 
layer 37 and upper electrode 39 are formed on semiconductor substrate 31, which is, i.e., a silicon substrate used as a 
first electrode. In FIG. 1, reference numeral 32 denotes an inter level dielectric layer. 

[0030] Lower electrode 33 is formed of a layer made of a silicon-family material from which a three-dimensional 
structure is easily formed, e.g., a polysilicon layer doped with impurities such as phosphorus (P). Dielectric layer 37 is 
formed by an atomic layer deposition method in which reactants are sequentially supplied. Since dielectric layer 37 is 
formed by an atomic layer deposition method, the dielectric layer 37 has an excellent step coverage characteristic. 
Dielectric layer 37 is formed of an aluminum oxide, an aluminum hydroxide, Ta205 , BST (BaSrTi03), SrTi03, PbTi03, 
PZT (PbZocTi1-x03), PLZT (PZT doped with La), Y203, Ce02, Nb205, Ti02, Zr02, Hf02, Si02, SiN, Si3N4 or any 
combination of the above. Upper electrode 39 is formed of a layer of material having a work function larger than that of 
lower electrode 33 formed of the silicon-family material. Upper electrode 39 is formed of a metal layer such as Al, Ni, 
Co, Cu, Mo, Rh, Pd, Sn, Au, Pt, Ru, and Ir, a refractory metal layer such as Ti, TiN, TiAIN, TaN, TiSiN, WN, WBN, 
CoSi, and W, a conductive oxide layer such as Ru02, Rh02, and Ir02, combinations of the above, or a double layer in 
which a material layer having a work function larger than that of the silicon-family material and a polysilicon layer doped 
with impurities are sequentially formed. 

[0031] When upper electrode 39 has a work function larger than that of the lower electrode 33, it is possible to improve 
the insulating characteristic of the dielectric layer by reducing the amount of current which flows from the lower 
electrode 33 to the upper electrode 39 as mentioned below. 

[0032] Furthermore, in the semiconductor device according to the present invention, stabilizing layer 35, which is, e.g., 
a silicon oxide layer, a silicon nitride layer, or a composite layer of the silicon oxide and the silicon nitride layers, 
facilitates the formation of dielectric layer 37, and is formed on the lower electrode 33 of the capacitor. For example, 
when the dielectric layer is formed using an atomic layer deposition method, stabilizing layer 35 is a hydrophilic layer 
which hydrophilizes the surface of lower electrode 33 in the case where the reactant supplied on lower electrode 33 is 
a hydrophilic material. 

[0033] FIG. 2 shows a cross-sectional view of a semiconductor device according to a second embodiment of the 
present invention. To be specific, the semiconductor device according to the second embodiment of the present 
invention has a transistor structure rather than a capacitor structure as in FIG. 1. The semiconductor device according 
to the present invention includes silicon substrate 61 , which is doped with impurities such as phosphorus (P), arsenic 
(As), boron (Br), and fluorine (F), used as the first electrode, gate insulating layer 65, used as the dielectric layer, and 
gate electrode 67, used as the second electrode. 

[0034] Namely, in the semiconductor device according to the second embodiment of the present invention, silicon 
substrate 61 and gate electrode 67, respectively, correspond to the lower electrode and the upper electrode, compared 
with the semiconductor device according to the first embodiment of the present invention. In FIG. 2, reference numeral 
62, which is an impurity doping region, denotes a source or drain region. 

[0035] Gate insulating layer 65 is formed by an atomic layer deposition method including the sequential supply of 
reactants. Since gate insulating layer 65 is formed by an atomic layer deposition method, gate insulating layer 65 has 
an excellent step coverage characteristic. Gate insulating layer 65 is formed of an aluminum oxide, an aluminum 
hydroxide, Ta205, BST (BaSrTi03), SrTi03, PbTi03, PZT, PLZT, Y203, Ce02, Nb205, Ti02, Zr02, Hf02, Si02, SiN, 
Si3N4or any combination thereof. 

[0036] Gate electrode 67 is formed of a layer of material having a work function larger than that of lower electrode 61 , 
which is formed of the silicon-family material. Gate electrode 67 is formed of a metal layer such as Al, Ni, Co, Cu, Mo, 
Rh, Pd, Sn, Au, Pt, Ru, and Ir, a refractory metal layer such as Ti, TiN, TiAIN, TaN, TiSiN, WN, WBN, CoSi, and W, a 
conductive oxide layer such as Ru02, Rh02, and lr02, any combination thereof, or a double layer in which a layer of 
material having a work function larger than that of the silicon-family material and a polysilicon layer doped with 
impurities are sequentially formed. 

[0037] When gate electrode 67 has a work function larger than that of the silicon substrate 61 , it is possible to improve 
the insulating characteristic of gate insulating layer 65 since it is possible to reduce the amount of current which flows 
from silicon substrate 61 to gate electrode 67. 

[0038] Furthermore, in the semiconductor device of the present invention, stabilizing layer 63, which is, e.g., a silicon 
oxide layer, a silicon nitride layer, or a composite layer of the silicon oxide and the silicon nitride layers, for facilitating 
the formation of gate insulating layer 65, is formed on the silicon substrate 61 . For example, when the dielectric layer is 
formed using an atomic layer deposition method, stabilizing layer 63 is a hydrophilic layer which hydrophilizes the 
surface of silicon substrate 61 in the case where the reactant supplied to silicon substrate 61 is a hydrophilic material. 
[0039] The insulating characteristic of the dielectric layer will be described with reference to the first embodiment, i.e., 
the capacitor structure, for the sake of convenience. The description of the insulating characteristic of the dielectric 
layer can also be applied to the transistor structure in the second embodiment. That is to say, the lower electrode of the 
capacitor corresponds to the silicon substrate of the transistor and the upper electrode of the capacitor corresponds to 
the gate electrode of the transistor. 

[0040] FIGS. 3A-3C and 4A-4C schematically show the barrier heights and equivalent circuits of a conventional 
capacitor and the capacitor of FIG. 1 , respectively. 

[0041] To be specific, FIGS. 3A-3C illustrate barrier height and equivalent circuit of the conventional capacitor. In the 
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conventional capacitor shown in FIGS. 3A-3C, the upper and lower electrodes are formed of a polysilicon layer doped 
with impurities and the dielectric layer is formed of an aluminum oxide layer having a thickness of 60 A using an atomic 
layer deposition method (SIS capacitor). FIGS. 4A-4C depict the barrier height and equivalent circuit of the capacitor of 
FIG. 1 . In the capacitor of FIGS. 4A-4C, which is preferably a metal-insulator-semiconductor (MIS) capacitor, the lower 
electrode is formed of the polysilicon layer doped with impurities as the silicon-family material layer. The dielectric layer 
is formed of an aluminum oxide layer having a thickness of 60 A using an atomic deposition method, and the upper 
electrode is formed of a TiN layer having a work function larger than that of the lower electrode. In the MIS capacitor of 
the present invention, the upper electrode can be formed of a double layer including the TiN layer and the polysilicon 
layer doped with impurities. In this case, the polysilicon layer doped with impurities controls the surface resistance from 
the viewpoint of the operation of the semiconductor device. 

[0042] In FIGS. 3A-3C and 4A-4C, electrons which exist in the lower electrode can move to the upper electrode by 
passing through a first resistance component 41 corresponding to an initial barrier (a) and a second resistance 
component 43 of the dielectric layer when a positive bias is applied to the upper electrode. 

[0043] In the capacitor of the present invention shown in FIGS. 4A-4C, the electrons pass through the initial barrier (a) 
and move toward the upper electrode having a higher barrier than the prior art capacitor when a positive bias voltage is 
applied to the upper electrode. At this time, since a slope is formed by the difference (b2-a) between the barrier of the 
lower electrode and the barrier of the upper electrode, this slope operates as a third resistance component 45 which 
prevents the flow of the electrons, thus preventing the electrons from flowing from the lower electrode to the upper 
electrode, and thus improving the insulating characteristic of the dielectric layer. 

[0044] When a negative-bias voltage is applied to the upper electrode (FIGS. 3C and 4C), it is difficult for the electrons 
to move from the upper electrode to the lower electrode due to fourth resistance components 47a and 47b caused by 
large initial barriers b1 and b2. In particular, since the initial barrier height b2 of the capacitor of the present invention in 
FIG. 4 is higher than the initial barrier height b1 of the capacitor in FIG. 3, the fourth resistance component 47b of the 
present invention is larger than the conventional fourth resistance component 47a. 

[0045] FIG. 5 is a graph showing leakage current densities according to voltage of the conventional SIS capacitor and 
the MIS capacitor of the present invention. FIG. 6 is a graph showing the barrier heights of the conventional SIS 
capacitor and the MIS capacitor of the present invention. 

[0046] To be specific, as shown in FIG. 5, when the leakage current density is 1E-7A/cm, which is allowable in a 
general semiconductor device, the MIS capacitor of the present invention shows a take off point which is larger than 
that of the conventional SIS capacitor by 0.9 V. Such a phenomenon is caused by the difference between the barrier 
height of the lower electrode and the barrier height of the upper electrode as shown in FIGS. 4A and 6. In FIG. 6, the X 
axis denotes energy corresponding to the barrier height and a Y axis denotes the barrier height. Jmax denotes a 
current density at 125[deg.] C. and Jmin denotes a current density at 25[deg.] C. As shown in FIG. 6, a peak point at 
the positive bias voltage denotes energy corresponding to the barrier height. The peak point is 1 .42 eV in the 
conventional SIS capacitor and 2.35 eV in the MIS capacitor according to the present invention. 
[0047] The difference between the barrier height of the conventional SIS capacitor and the barrier height of the MIS 
capacitor according to the present invention is 0.93 eV. This difference is equivalent to the difference (b2-a) with 
reference to FIG. 4A. Therefore, the MIS capacitor according to the present invention has a take off point larger than 
that of the conventional SIS capacitor by the difference (b2-a). That is to say, since the MIS capacitor according to the 
present invention can withstand a leakage current density corresponding to a voltage difference of about 0.9 V, it is 
possible to reduce the thickness of the dielectric layer, and thus, to increase capacitance. 

[0048] FIGS. 7 and 8 are graphs showing leakage current densities according to the voltage of the MIS capacitor and 
the conventional SIS capacitor, respectively. 

[0049] To be specific, in a general reference value where the leakage current density is about 1E-7A/cmand the 
voltage is 1 .2 V, it is possible to allow an equivalent oxide layer to have the thickness of 28 A in the case of the MIS 
capacitor according to the present invention and to allow an equivalent oxide layer to have the thickness of 41 A in the 
case of the conventional SIS capacitor. The reason for this is because the take-off point of the MIS capacitor according 
to the present invention is larger than that of the SIS capacitor by a margin of about 0.9 V as mentioned above. 
[0050] The method of manufacturing the semiconductor device according to the first embodiment, i.e., the capacitor 
structure, will now be described. The description of the method of manufacturing the semiconductor device of FIG. 1 , 
the capacitor structure, can be applied to the structure of the transistor of the second embodiment. Namely, the lower 
electrode of the capacitor corresponds to the silicon substrate of the transistor and the upper electrode of the capacitor 
corresponds to the gate electrode of the transistor. A method of forming the capacitor dielectric layer according to the 
present invention will be described first. 

[0051] FIG. 9 is a graph showing processes of supplying and purging the respective reactants when the dielectric layer 
of the capacitor shown in FIG. 1 is formed by an atomic layer deposition method. FIG. 10 is a graph showing the 
uniform thickness of the dielectric layer formed by the atomic layer deposition method. FIGS. 1 1 A-1 1 B illustrate the x- 
ray photoelectron spectroscopy (XPS) peak value of the dielectric layer formed by the atomic layer deposition method. 
[0052] More specifically, the capacitor dielectric layer according to the present invention is formed by the atomic layer 
deposition method, which has an excellent step coverage characteristic. In the present embodiment, a case where the 
dielectric layer is formed of an aluminum oxide layer will be used as an example. In the atomic layer deposition 
method, a cycle, where a reaction gas (a reactant) containing aluminum is supplied to a chamber, then purged by an 
inert gas, and then an oxidizing gas is supplied to the chamber, then purged by the inert gas, is repeated. Therefore, 
the atomic layer deposition method according to the present invention includes an atomic layer epitaxy (ALE), a cyclic 
chemical vapor deposition (CVD), a digital CVD, and an AICVD. 

[0053] To be specific, as shown in FIG. 9, the aluminum oxide layer is formed on the semiconductor substrate, for 
example, the silicon substrate, by repeating several times, the cycle in which the reactant containing aluminum such as 
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TMA[AI(CH3)3], AI(CH3)Cl, and AICI3is supplied to the chamber, then purged by the inert gas, and an oxidizing gas 
such as H20, N20, N02, and 03 is supplied to the chamber, then purged by the inert gas. Namely, the aluminum 
oxide layer is formed by sequentially supplying a first reactant containing aluminum and a second reactant, which is an 
oxidizing gas. In the present embodiment, TMA is used as the reactant containing aluminum and H20 gas is used as 
the oxidizing gas. 

[0054] The aluminum oxide layer obtained by using these gases has an exceptional, uniform thickness according to the 
measurement positions shown in FIG. 10. In FIG. 10, among the points used for measurement, one point is at the 
center of a semiconductor wafer, four points are spaced apart by 90[deg.] on the circumference of a circle having a 
diameter of 1 .75 inches, and the other four points are spaced apart by 90[deg.] on the circumference of a circle having 
a diameter of 3.5 inches. 

[0055] When the aluminum oxide layer is XPS, measured as shown in FIGS. 1 1 A and 1 1 B, only AI-0 and 0-0 peaks 
are found. This confirms that the aluminum oxide layer is formed of oxygen and aluminum. In FIGS. 11A and 11B, the 
X axis denotes binding energy and the Y axis denotes counts. 

[0056] FIGS. 12 and 13 are cross-sectional views explaining a method of manufacturing the capacitor of the 
semiconductor device shown in FIG. 1 . 

[0057] FIG. 12 shows the steps of forming lower electrode 33 and stabilizing layer 35. Inter level dielectric layer 32 is 
formed on the semiconductor substrate, for example, the silicon substrate, and a hole is formed therein. Lower 
electrode 33 which contacts semiconductor substrate 31 through the contact hole is formed on semiconductor 
substrate 31, with inter level dielectric layer 32 also being formed on substrate 31. In particular, since lower electrode 
33 is formed as a silicon-family material layer such as a polysilicon layer doped with impurities, lower electrode 33 can 
be formed to have various three-dimensional structures. 

[0058] Stabilizing layer 35 is formed to a thickness of 1 to 40 A to cover lower electrode 33 so that the dielectric layer, 
later formed on the surface of lower electrode 33, will be formed stably. Stabilizing layer 35 is formed of a silicon nitride 
layer using a nitrogen-family gas, by a process with a thermal hysteresis such as a rapid thermal process (RTP), an 
annealing process, or a plasma process, or using a reactant including silicon and nitrogen, at a temperature of 900 
[deg.] C. and for a period of three hours. Also, stabilizing layer 35 can be formed of a silicon oxide layer using an 
oxygen-family gas by an annealing process, a thermal ultra-violet (UV) process, or a plasma process. In the present 
embodiment, the RTP is performed for about 60 seconds or the UV ozone process is performed at a temperature of 
450[deg.] C. for three minutes, using a nitrogen source, for example, NH3 gas. 

[0059] The role of stabilizing layer 35 will be described with reference to FIG. 14. FIG. 14 shows the thicknesses in A of 
the aluminum oxide layer according to the number of cycles when the stabilizing layer is formed on the surface of the 
lower electrode (a) and when the stabilizing layer is not formed (b) on the surface of the lower electrode, as in the MIS 
capacitor according to the present invention. 

[0060] Stabilizing layer 35 allows the dielectric layer to be stably formed in a subsequent process. Since the surface of 
the polysilicon, which is lower electrode 33, is doped with impurities and is generally in a hydrophobic state, when the 
dielectric layer is formed using water vapor as the oxidizing gas, it is not possible to stably form the aluminum oxide 
layer on hydrophobic lower electrode 33. That is, when stabilizing layer 35 is not formed as shown in (b) of FIG. 14, the 
aluminum oxide layer begins to grow after an incubation period of 10 cycles. However, when stabilizing layer 35 is 
formed, the surface of lower electrode 33 is changed to be hydrophilic. Accordingly, it is possible to stably form the 
aluminum oxide layer without the incubation period as shown in (a) of FIG. 14. In the present embodiment, stabilizing 
layer 35 is formed. However, the formation of the stabilizing layer may be omitted if necessary. 
[0061] FIG. 13 shows steps of forming dielectric layer 37. The aluminum oxide layer is formed on lower electrode 33 to 
a thickness of about the size of one atom, for example, about 0.5 to 100 A, by sequentially injecting the aluminum 
source and the oxidizing gas into the chamber. Dielectric layer 37 is formed of the aluminum oxide layer to a thickness 
of about 10 to 300 A by repeatedly performing the step of forming the aluminum oxide layer having a thickness of about 
the size of one atom. Dielectric layer 37 formed as mentioned above has an excellent step coverage due to the 
process characteristic of the atomic layer deposition method. For example, it is possible to have a step coverage of 
more than 98% in a structure having an aspect ratio of 9:1. 

[0062] After forming dielectric layer 37, a post-thermal treatment is performed in order to remove impurities, to densify 
the dielectric layer, and to obtain a stoichiometric dielectric layer of high quality. The post-thermal treatment can be 
performed using an UV ozone process, nitrogen annealing, oxygen annealing, wet oxidation, an RTP using gas 
including oxygen or nitrogen such as N2, NH3, 02, and N20, or vacuum annealing with a thermal hysteresis for a 
period of three hours at the temperature of 900[deg.] C. Results obtained by performing some of the above processes 
are shown in Table 1 . 

TABLE 1 
Thickness of 

dielectricOxygenUV ozoneOxygen RTP 
layer ( )annealingprocessannealingNitrogen 
28 0.7 (28.6)0.45 (27.6)0.9 (28.0) 
31 1 .25 (30.9)1 .55 (31 .2)1 .30 (30.2)1 .6 (30.3) 
33 1.8 (33.1)2.05 (33.6)1.85 (32.5)2.1 (32.6) 

[0063] In Table 1 , oxygen annealing is performed at a temperature of 750[deg.] C. for 30 minutes. The UV ozone 
process is performed with an energy of 20 milliwatts for 10 minutes. The oxygen RTP is performed at a temperature of 
750[deg.] C. for three minutes. Nitrogen annealing is performed at a temperature of 750[deg.] C. for three minutes. The 
values of Table 1 denote refractive indices after the post-thermal treatment and the parenthesized numbers denote the 
thicknesses of the dielectric layer, in A, after the thermal treatment. As shown in Table 1 , samples on which the UV 
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ozone process and nitrogen annealing are performed produce the best results in terms of the thickness of the dielectric 
layer and the refractive index. In the present embodiment, the post-thermal treatment is performed after forming the 
dielectric layer. However, performing the post-thermal treatment may be omitted. 

[0064] Then, as shown in FIG. 1 , upper electrode 39 is formed on dielectric layer 37. Upper electrode 39 is formed of 
the material layer having the work function larger than that of the lower electrode formed of the silicon-family material 
as mentioned above. Upper electrode 39 is formed of a metal layer such as Al, Ni, Co, Cu, Mo, Rh, Pd, Sn, Au, Pt, Ru, 
and Ir, a refractory metal layer such as Ti, TiN, TiAIN, TaN, TiSiN, WN, WBN, CoSi, and W, a conductive oxide layer 
such as Ru02, Rh02, and Ir02, any combination of the above, or a double layer in which a material layer having a 
work function larger than that of the silicon-family material and a polysilicon layer doped with impurities are sequentially 
formed. In the present embodiment, the upper electrode is formed of a double layer, with a TiN layer and a polysilicon 
layer doped with impurities. 

[0065] As mentioned above, in the semiconductor device according to the present invention, the dielectric layer is 
formed by an atomic layer deposition method and the upper electrode is formed of a material layer having a work 
function larger than that of the lower electrode when the normally-used silicon-family material layer, for example, the 
polysilicon layer doped with impurities, is used as the lower electrode. By doing so, it is possible to improve the 
insulating characteristic of the dielectric layer and to increase the capacitance value in the capacitor structure. 
[0066] While the present invention has been described herein with reference to illustrative embodiments for particular 
applications, it should be understood that the invention is not limited thereto. Those having ordinary skill in the art and 
access to the teachings provided herein will recognize additional modifications, applications, embodiments and 
substitution of equivalents all fall within the scope of the invention. Accordingly, the invention is not to be considered as 
limited by the foregoing description, but instead is limited by the scope of the appended claims. 
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Claims 

What is claimed is: 

1 . A semiconductor device, comprising: 

a first electrode formed of a silicon-family material; 

a dielectric layer formed by sequentially supplying reactants on the first electrode; and 

a second electrode having a work function larger than that of the first electrode, the second electrode being formed on 
the dielectric layer. 

2. The semiconductor device of claim 1 , wherein the dielectric layer is formed of a material selected from the group 
consisting of an aluminum oxide, an aluminum hydroxide, Ta205, BST (BaSrTi03), SrTi03, PbTi03, PZT, PLZT, 
Y203, Ce02, Nb205, Ti02, Zr02, Hf02, Si02, SiN, Si3N4 and combinations thereof. 

3. The semiconductor device of claim 1 , wherein the second electrode is formed of a member selected from the group 
consisting of a metal layer, a refractory metal layer, a conductive oxide layer, a combination of the above, and a double 
layer in which a material layer having a work function larger than that of the silicon-family material and a polysilicon 
layer doped with impurities are sequentially formed. 

4. The semiconductor device of claim 3, wherein the metal layer is formed of a metal selected from the group 
consisting of Al, Ni, Co, Cu, Mo, Rh, Pd, Sn, Au, Pt, Ru, and Ir, the refractory metal layer is formed of a metal selected 
from the group consisting of Ti, TiN, TiAIN, TaN, TiSiN, WN, WBN, CoSi, and W, and the conductive oxide layer is 
formed of an oxide selected from the group consisting Ru02, Rh02, and Ir02. 

5. The semiconductor device of claim 1 , wherein a stabilizing layer for facilitating the formation of the dielectric layer by 
hydrophilizing the surface of the first electrode is formed on the first electrode. 

6. The semiconductor device of claim 5, wherein the stabilizing layer is a member of the group comprising a silicon 
oxide layer, a silicon nitride layer, and a composite layer of the silicon oxide layer and the silicon nitride layer. 

7. The semiconductor device of claim 1 , wherein the dielectric layer is formed by an atomic layer deposition method. 

8. The semiconductor device of claim 7, wherein a reaction gas and a purging gas are sequentially supplied to a 
chamber in the atomic layer deposition method. 

9. A semiconductor device, comprising: 

a lower electrode of a capacitor formed of a silicon-family material; 

a dielectric layer formed by sequentially supplying reactants on the lower electrode; and 

an upper electrode of a capacitor formed on the dielectric layer and having a work function larger than that of the lower 
electrode. 

10. The semiconductor device of claim 9, wherein the upper electrode is formed of one of a metal layer, a refractory 
metal layer, a conductive oxide layer, a combination of the above, and a double layer in which a material layer having a 
work function larger than that of the silicon-family material and a polysilicon layer doped with impurities are sequentially 
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formed. 

1 1 . The semiconductor device of claim 9, wherein a stabilizing layer for facilitating the formation of the dielectric layer 
by hydrophilizing the surface of the lower electrode is formed on the lower electrode. 

12. The semiconductor device of claim 11, wherein the stabilizing layer is one of a silicon oxide layer, a silicon nitride 
layer, and a composite layer of the silicon oxide layer and the silicon nitride layer. 

13. The semiconductor device of claim 9, wherein the dielectric layer is formed by an atomic layer deposition method. 

14. The semiconductor device of claim 13, wherein a reaction gas and a purging gas are sequentially supplied to a 
chamber in the atomic layer deposition method. 

15. A semiconductor device, comprising: 
a silicon substrate; 

a gate insulating layer formed by sequentially supplying reactants on the silicon substrate; and 

a gate electrode formed on the gate insulating layer and having a work function larger than that of the silicon substrate. 



16. The semiconductor device of claim 15, wherein the gate electrode is formed of one of a metal layer, a refractory 
metal layer, a conductive oxide layer, a combination of the above, and a double layer in which a material layer having a 
work function larger than that of the silicon-family material and a polysilicon layer doped with impurities are sequentially 
formed. 

17. The semiconductor device of claim 15, wherein a stabilizing layer for facilitating the formation of the gate insulating 
layer by hydrophilizing the surface of the silicon substrate is formed on the silicon substrate. 

18. The semiconductor device of claim 17, wherein the stabilizing layer is one of a silicon oxide layer, a silicon nitride 
layer, and a composite layer of the silicon oxide layer and the silicon nitride layer. 

19. The semiconductor device of claim 15, wherein the gate insulating layer is formed by an atomic layer deposition 
method. 

20. The semiconductor device of claim 19, wherein a reaction gas and a purging gas are sequentially supplied to a 
chamber in the atomic layer deposition method. 

21 . A method for manufacturing a semiconductor device, comprising the steps of: 
forming a first electrode of a silicon-family material on a semiconductor substrate; 
forming a dielectric layer by sequentially supplying reactants on the first electrode; and 

forming a second electrode having a work function larger than that of the first electrode, the second electrode being 
formed on the dielectric layer. 

22. The method of claim 21 , wherein the step of forming the dielectric layer includes the step of using a material 
selected from the group consisting of an aluminum oxide, an aluminum hydroxide, Ta205, BST (BaSrTi03), SrTi03, 
PbTi03, PZT, PLZT, Y203, Ce02, Nb205, Ti02, Zr02, Hf02, Si02, SiN, Si3N4 and combinations thereof. 

23. The method of claim 21 , wherein the step of forming the second electrode includes the step of using a member 
selected from the group consisting of a metal layer, a refractory metal layer, a conductive oxide layer, a combination of 
the above, and a double layer in which a material layer having a work function larger than that of the silicon-family 
material and a polysilicon layer doped with impurities are sequentially formed. 

24. The method of claim 23, wherein the step of using a metal layer includes the step of using a metal selected from 
the group consisting of Al, Ni, Co, Cu, Mo, Rh, Pd, Sn, Au, Pt, Ru, and Ir, the step of using a refractory metal layer 
indudes the step of using a refractory metal selected from the group consisting of Ti, TiN, TiAIN, TaN, TiSiN, WN, 
WBN, CoSi, and W, and the step of using the conductive oxide layer includes the step of using a conductive layer 
formed of an oxide selected from the group consisting Ru02, Rh02, and Ir02. 

25. The method of claim 21 , further comprising a step of forming a stabilizing layer for facilitating the formation of the 
dielectric layer on the first electrode after the step of forming the first electrode. 

26. The method of claim 25, wherein the step of forming the stabilizing layer includes the step of selecting the 
stabilizing layers from one of a silicon oxide layer, a silicon nitride layer, and a composite layer of the silicon oxide layer 
and the silicon nitride layer. 

27. The method of claim 21, wherein the step of forming the dielectric layer includes using an atomic layer deposition 
method. 
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28. The method of claim 27, wherein the atomic layer deposition method includes the steps of sequentially supplying a 
reaction gas and a purging gas to a chamber. 

29. The method of claim 21 , further comprising a step of performing post-thermal treatment after the step of forming the 
dielectric layer. 

30. A method for manufacturing a semiconductor device, comprising the steps of: 

forming a lower electrode of a capacitor of a silicon-family material on a semiconductor substrate; 

forming a dielectric layer by sequentially supplying reactants on the lower electrode; and 

forming an upper electrode of a capacitor having a work function larger than that of the lower electrode, the upper 

electrode being formed on the dielectric layer. 

31 . The method of claim 30, wherein the step of forming the upper electrode includes the step of forming the upper 
electrode from one of a metal layer, a refractory metal layer, an aluminum layer, a conductive oxide layer, a . 
combination of the above, and a double layer in which a material layer having a work function larger than that of the 
silicon-family material and a polysilicon layer doped with impurities are sequentially formed. 

32. The method of claim 30, further comprising a step of forming a stabilizing layer for facilitating the formation of the 
dielectric layer by hydrophilizing the surface of the lower electrode after the step of forming the lower electrode. 

33. The method of claim 32, wherein the step of forming the stabilizing layer includes the step of forming the stabilizing 
electrode from one of a silicon oxide layer, a silicon nitride layer, and a composite layer of the silicon oxide layer and 
the silicon nitride layer. 

34. The method of claim 30, wherein the step of forming the dielectric layer includes the step of using an atomic layer 
deposition method. 

35. The method of claim 34, wherein the atomic layer deposition method includes the steps of sequentially supplying a 
reaction gas and a purging gas to a chamber. 

36. The method of claim 30, further comprising a step of performing post-thermal treatment after the step of forming the 
dielectric layer. 

37. A method for manufacturing a semiconductor device, comprising the steps of: 

forming a gate insulating layer by sequentially supplying reactants on a silicon substrate; and 

forming a gate electrode having a work function larger than that of the silicon substrate on the gate insulating layer. 

38. The method of claim 37, wherein the step of forming the gate electrode includes the step of forming the gate 
electrode of one of a metal layer, a refractory metal layer, a conductive oxide layer, a combination of the above, and a 
double layer in which a material layer having a work function larger than that of the silicon-family material and a 
polysilicon layer doped with impurities are sequentially formed. 

39. The method of claim 37, further comprising a step of forming a stabilizing layer for facilitating the formation of the 
. gate insulating layer by hydrophilizing the silicon substrate before forming the gate insulating layer. 

40. The method of claim 39, wherein the step of forming the stabilizing layer includes forming the stabilizing layer from 
one of a silicon oxide layer, a silicon nitride layer, and a composite layer of the silicon oxide layer and the silicon nitride 
layer. 

41 . The method of claim 37, wherein the step of forming the gate insulating layer includes using an atomic layer 
deposition method. 

42. The method of claim 37, further comprising a step of performing post-thermal treatment after the step of forming the 
gate insulating layer. 
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[0036] IP*>, *^Hflt0m2<DHifi^©^^^* 

^iss i oggtegji t imt h t s y y 3 >sts 6 1 a* 

T»*ffi3 3fc*M5U y-h«S6 7*»±«««3 9 
fc*tJ&*4 H2"C\ #M#-t6 2(i^F*fit) 

[ o o 3 7 ] y- vmme 5i±Rjm^m<xm^i-h 

-S^KFtttfftfWrfc^i:** . WEy- M6WR6 5{i 

2 0 5 , B ST, SrTi0 3 , PbTi0 3 , PZT, P 
LZT, Y 2 0 3 , Ce0 2l Nb 2 0 6 , Ti0 2 , ZrO 
2 , HfOj. S i 0 2 , Si NtiXX/S i 3 N 4 j&»^6 

[0038] Miey- hs® 6 7 «j/ y 3 >*iwt« 

rtSfifcS'y a vfflR6 l i Oft*«»*y:* v4S«il 

-causa*.* . itfiBy- 6 7 iim i oxtBgjBt: 
tstti»±a5m«ifc Baton* ztmt i < , 

mHi. Al, Ni, Co, Cu, Mo, Rh, Pd, 
Sn, Au, Pt, Ru, I rO&JgJg, Ti, Ti 
N, TiAIN, TaN, TiSiN, WN, WBN, 

cos i hKiiwcomm^^mm. ruo 2 , Rho 2 

ftftit fc h - h°y y § titztf y y 3 t w 
mm^iitzzMmM^fihzt tmt - 

y y y 3 >nwzffli* w £>*& . 

[0 0 39] >r^iaty-h«ffi6 7*^ , j3ya« 

6 i i o ttvHfttf** < &*{* , mtt i 3 >- y 

3y«^6 1 *^y- h««i6 7'^8g*lS«SE»£^& 

[0040] *?|HBWSftS^(i^y 3 y£K6 l ± 
<tJ!6 3 , *«sW(ctt v y 3 y»m x'J 3 >Sfl« 

mm. mi%%im6 3im?mmmmm^xmm 



(y-ne»»]«) £»jawsaPBfc*swt. vy 

[004 1 ] &.TX'itmi(r>m±. *wsmm 
mm i nmtmmzmb ixmmmnmimz 
-o^xmmt&tK mivmmBnhyyisxmm 

[0042] m3RVm4it&«mk<7)**'*i'fRV ! 
11W-V^SI1$ (barrier heig 

h t ) tmmmt £«b&«*c* mms-chh . 
[0043] Mwmza. m3i,imkcD*ws?m8£. 
<7)»zmmm®ffiZ9pUzWMX'$>h* H3^*co 

y y y u 3 l , wtf-wmmm 
^xmmwm 6 o kmnnv 5 -^A^tut^ 

(OT, S I S^-w^.fciirfS) 

y&mmmx'hi^mwv-vyvztitztfvyv 3 
or^s-^iwtKtL. ±«w»iflriET»«ei 

Dft*BW[3&«*#^T i NHT«L^^ (OT, M 
I S^^t^9tWth) X'b&. *W»OMI S** 
^^fcfcUTti, ±««ffSrT i Nli:?«WH- 

^y y y 3 ymzx ^*mfom?com%ttmm$> 
[0044] 03^^04 x\ ±.mmzi£3jfo<?>>v 
KSaSriia-r &tz#><7)mmmft4 1 1 , mrnm 

[0045] fccI^-C, 04W*»^)*^>^^t:*J 

M^b 2 -a^i "94t4«WM4IS©* : r<0SSax*l!ft 
ih-TI)^3ffiJa«»4 5 k LTttfflLT, S^TSPm 

[ 0 0 4 6 ] ttz. ±mnmzn;u rzmEtfmnz 

Wjf, fcJ»Mb,, b 2 Ci4S4lia»S*4 7a, 4 

7 b a&t t , *w±anMA»^Tawffl^«i Lt< 

b 2 (i, 03Ofiaw)*^^<^)tt«»M£»Sb l J:») 
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^4 jgfiD£#4 7 a X < £6 . 
[0047] 05 lifi»cDS I S^-W^&tf*^ 

BJJ<7)M I S**'t3'?4>ffim3**l*:?'97-? > & 

[00483 05 U:J: a (cHRWfc^SWWHP-C 
*Ml«ffiUS lE-7A/cm«CH LT^ 
*Uf , *3^BJc7)M I S**rtis4Mmw>S I 

VBttt&tfi 1 E - 7 A / c m * V £ jg* * «E 0 . 

[0049] Z0)£o%&mt® 4 W® 6 lZ7jk?T& 
W&b±m&b<m3MZ fcJBHtt. 06T\ Xtt 

a x& 1 2 5X:TWB»«8K«K**L'. Jminli2 

I S^-w^til . 42eV£*U 
MIS*t^(42. 35eV^f. 

[00503 ;^>iatc«*ws i s^f^sv^t*^ 

HJcOM I Sdf M^isft ^mWm^&ifiO . 9 3 e V 
£^L. Bui£|ifSffl$ll(i04 fcKBJJLfcRSSS^b 
2 - ah -Set l-o ^-)t, *5|BBOM I Sdr^N*^ 
ti1Ka»fiS53loiWf»tfl!3lW)S I SJf-v^V^J;0 

■W^tifiiawis I SJ: 9i*£Wi.«aE»K'CftO. 
[005 1 3 H7 2H^8tt#«*SHHtf>MI 

[00 5 23 MftWttis «E1. 2Vc7)fc^c7)ii^.« 
l E - 7 fc ^ 3 H&.mW$mZ7fitt:th>tz 

28Af&0s ft*OS I S^+AS^fltfteMU 1 A 

jWKK). 9V^^-?-^y$r^O*^T'3bS. 
[ 0 0 5 3 3 09<iH 1 fc^Lfc^-W^^SKfWR 

7x-h o . 0 1 1 \m=Ffmmmzi. o jBfcsfifcswt 

«gflXPse-?tt£^Uc0iBT'&l>. 

[00543 *2QBB!BT1i» *f»!a*ir'tS'*mt 



mi-mm&m^tz. ®.*>x. mwm+mm 
fjiwmm. AicvD^tf. 

[005 5 3 <kOPU<lftBtmtf, 09cDj;at:^ 

«itf^y3>««±KTMA [A 1 (C 
H 3 ) 8 ] „ A 1 (CH 3 ) C 1. A 1 C l 3 %t'CD7>H 

tt#*tVt-$>Lfc«. H 2 0. N 2 0. N0 2 . 0 3 &i:* 

mfctfAzmLXT^mtfAX'^-isyf't&w 

i: . IHfctfXOS*? 2 RJBftfc JRXKffifc-r * £ fc J: 0 
[00563 *gtWBtt?tt7A' Sx^Aa^W SfUt 
ffifflLTf#^ft£7/l^-^AlHfcJSIii01 0fc*1-i 

■3fca«ffiafc*«-6i&-a*«*-c*ofc. 01 0 

-^^Sra^lCl. 75-fy^-(4. 45cm) (0^ 
g£3rt-&RT9 0KIBJHfc4jSL *»«s^x-^^ 
&3»fc3. 5>fy^(8. 89cm)<0*g*#t6 

[ 0 0 5 7 1 £fc s r^5xi>A|WtR*xa*^iHt 
S(XPS) JSI^Liti:^^. 01 l^itATll 
^±3fcAl-OfttfO-OK-?«WWn3fu ®m 

fc. 01 i&yni 2T\ xwti^x^df-TA 

[00581 m^X , *3SBBt«&^+y^^<olBS* 

[00593 01 3(iTS€S3 3S^£^blS3 5 * 
[0060] i-f, «itfy'j3>8RJ: 

«E3 i&zmioy?? v*->WMtxmmmm 

«3 1 fc«tt*6TS«ffi3 3£»jfi-f*. *5I 
^BOTSWfi 3 3 liTOtlfttf H - 1 v VZtitz* x ) : s 0 

3 vm> x o%*>vz} ymtfusretmth <m:^w£ 

3'dttmX'%i$X'%h. 

1 0 0 6 1 3 <Mc. lalET^SS±tiS««:^^§^t 
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1-4 0A«0JS3TJBjfct* U\ fliESJg 

«3 5liRTP (Rapid Thermal pr 

0 c e s s ) . r-- y >7T.mxiiTyx-?xn%k' 

<7)TW.. ttdii^ 'J 3 vMPBMftS & tifc Sr ffl 
IvC. 9 0 0'C. 3tiffl9mi-&Zklz£<9Wmm'A 

fljrt»***£ t t-e* s ssist ltt 

>*-7tfA (NH 3 ) *fflV»T6 0^SKRTPXI4 

4 5 0 *CT* 3 AH SUfl** V y*G« L?t . 

[00 6 2] 01 5tfflV^$£^fcK3 5tfDft 

MfcttLTlOTft-*. HI 5«*^cOM I S*A>r?>- 

[0063] %%m3 5tttiamTbhmmaam 

^TBW*Wt»J*W*l». »*tt<0T6IHHi3 3±-C 

1 5 co b fc* LfcJ a fcfgJ&fcK 3 5 »fi£ l&Wl 

«5«a3 3««ii**«*ttfc3art&. hi 

5 <o a -ca* x o i,zmvm*:M~mt>£7)i> 



[o o 64 ] 01 4\mmkm i mmmm^ 
■t. 

[0065] mm. MIET^SS3 3±K7/l^-^ 

xwmz. mmffio. 5~i ooAgaw>w$*>7 

niZSLlxm 0~3 0 0Agg<OJf£<7)7;U$-^ 

(J. TX^^hJt^9 : lcoajtO^iXx-y^^ 
I'-S'fc 9 8%BLtfc"*4£ 

[0066] mmt¥Wi 3 7 Lfeft. T^mm 
mumttxii. f?n^vvM- g3R7-->k it 

17--^/. *X*MML N,, NH 3 . 0 2 . N 2 

onwamfis {i<nx'ht0iS.mzmhixh i>0)xi& 

Miff, 9 0 0rcOSST^3^tO«Ul*W 

[0067] 
[Sill 



J?S(A) 
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0.45(27.6) 
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1.25(30.9) 
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1.30(30.2) 


1.6(30.3) 
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1.8(33.1) 


2.05(33.6) 
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[00 68] ait\ KST-- | Jy/{i7 5 0'CT'3 
0 AlBBSttU IWHM-y^Waii 3 0 0°CT"2 0 mw 
a t t«X*yWf-Tl 0#S|g||t U R*RTP{47 
5 0*C-C3ASKSfcU S5R7-- 'J ^147 5 0*CC 

3 AfflHttUfc. -e lt , friea 1 <rm&.fr%tt o 1 

i^i««y^Lfettoa«*iR<ows sr^-r. a 1 iz 
mxoiz, mm^>^mtmM7~-^)y^Ltz 

[0069] mz. m 1 ^L^J: o Cft1E{fcR3 7± 
t±gP«ffi 3 9 . H?IE±gi5««i 3 9 liiJSfi L 

ia-hSP«Si3 9(iA 1 . N i . Co. Cu. Mo, R 



h. Pd. Sn. Au, Pt, Ru, I r%k'CT)&m 
Ti, TiN. T i A 1 N s TaN.TiSiN, 
WN.WBN,CoSi. W&fc-COiSH>£&R!gL Ru 

o 2 . Rho 2 . i ro z %t'comnmiimxiiztLt> 
^MHi:W h - e^/s*ifcsK y v y 

ioo7o] (y-MeaK) . mirn® (tsp 

[ 0 0 7 1 3 JJLL H«aB»*afcT*IS!flSr^fl5Wt 
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[0072] 

[Hi] *wm*mwm^- com 1 comtmmz* l 

[02] *m<vmwm?co%2<7)m>mmz*i 
tzmmmx-bz, 

®mz*uzmmx'hz. 

[043 micDZv^tmmmzbwmmtzM 
v&mzKbtzmffiX'bi. 

[05 3 ftXkCOS I S**J*i>>?RV : *%Pncr ) M I S 

* -wn- v-^ose t jinmss^jg t omm* uz ?y 
yx-hz. 

[06 3 ftXcOS I S*a^nV?&1>'#||BJ!<DM 1 s 

[07 3 *#3)<dm i s**j*is?izmzm&. m 
[08 3 m*cr>s 1 s^-v^v^tcfc^mE. mtt 



[09 3 01£*L£*^°S'?O§^ttH&/I(^Ji 
m£^Ltz7y7X'hh. 

[0103 J; 0 J&£§it*:l£mffil<7) 

^-Jg£^U:;/7 7 

[0113 J: 0 B&ztLtzmmmco 

xpsu- t^0ffit'j> h „ 
[0123 Sw^JKfl^K J: 0 B&LZixtzimfomcr) 
X P S t'- Uc0STe$> 6 „ 
[013 3 IlC^U^SfO^tAV^^ 

0T'J>&„ 

[014 3 01K*Uc^tt5IW*^^?<7)g 
0T*>l>. 

[015 3 #^BJ!<7>M I S^A-^*^^^tJ^TTg|5« 

£b bcr>T>v*-*7Ammm4 ?>v%tz*)mz* 

Ltz?y7X*hh* 

3 1 

3 2 mmmm 

3 3 Tgpm® 

3 5 $ seftK 

3 7 i^m*M 

3 9 ±&s® 

6 1 ^'JnyS« 

6 5 y-Me«n 

6 7 T-'-M 
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